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Abstract
The self-assembly behavior of porphyrin derivatives bearing different sub-
stituents is investigated on metal surfaces by Scanning Tunneling Microscopy
(STM). Different methods to control the self-assembly process by skillful
changes of the molecular substituents are developed. It is shown how one-
dimensional wires as well as two-dimensional nanoporous networks can be
formed by the same molecular compound depending on the coverage. The
nanoporous networks can be altered in their pore characteristics and pore-
to-pore distances in a controlled way. This is exploited to form a fully self-
assembled supramolecular device. The characteristics of the device are stud-
ied in detail and it is shown that it can be operated by the tip of an STM.
Finally, bimolecular systems are investigated. Here it is shown how the need
to balance losses of entropy which is a common factor in all self-assembled
networks, can be exploited to direct the self-assembly of such systems to form
either separated phases or an intermixed network.
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Chapter 1
Introduction
For many decades, miniaturization has been one of the main driving forces
in scientific and economic progress. In the year 2003, lithographical minia-
turization, as measured by the DRAM half pitch1 has reached the 100 nm
mark and is supposed to continue shrinking2.
But with the decreasing feature size new problems are arising. The sta-
bility of the smaller structures is decreasing. Going hand in hand with this,
the amount of defective structures rises. Another main problem of nowadays
electronical devices, emerging from the increased power density, is their high
power consumption and heat dissipation.
Therefore, there is a vast interest in finding new approaches to minia-
turization that can overcome the aforementioned problems. One of these
approaches takes advantage of an effect well-known from biology: the self-
assembling capability of organic molecules. While nowadays devices and
circuits are built by the so-called “top-down” approach (which means that
structures are created out of bigger building blocks, e.g. by lithographic struc-
turing), organic molecules can assemble on technological relevant surfaces,
e.g. metal surfaces, without further need of manual construction into highly
complex structures, driven only by intermolecular binding forces (“bottom-
up” approach). Here, each molecule serves as a unique building block that
can be functionalized by chemical synthesis, which makes it possible to con-
trol the properties of the eventually assembled structures. Because organic
molecules are about a factor of 20 smaller than the smallest structures fabri-
cated nowadays by the “top-down” approach, and because they can be pro-
1The DRAM half pitch is the average of half the distance between two metal lines
connecting the cells of a DRAM memory device. The factor 1/2 takes care of the fact,
that the distance also includes the free space between the lines.
2 http://www.itrs.net/Links/2004Update/2004_01_Design.pdf,
http://www.itrs.net/Links/2006Update/FinalToPost/02_Design_2006Update.pdf
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duced in vast amounts with only a small number of defects and sometimes
even self-healing capabilities, the “bottom-up” approach is widely believed
to be the next step in the miniaturization process.
However, there is still a lot of knowledge to be gathered in order to fully
control the self-assembling process. Although in solution and the bulk state
chemists have developed highly sophisticated methods, it turns out that it
is difficult to transfer these principles to surfaces, where the motional degree
of freedom is limited to two dimensions and interactions with the substrate
influence the system. Therefore, a good understanding of the self-assembly
process on surfaces is a key for building technologically relevant, functional
devices via the “bottom-up“ approach.
In this thesis, different principles to control the self-assembly behavior
of porphyrin derivatives are studied. The results are presented in section 3,
after in section 2 a brief introduction into the applied methods and materials
is presented. In section 3.1 it will be shown that with the same molecular
building block either one-dimensional wires or two-dimensional nanoporous
networks can be formed on the same substrate depending on the molecu-
lar coverage. By subtle changes of the molecular architecture, furthermore
the pore-to-pore distance inside these networks will be altered. In section 3.2
such a nanoporous network will be used as the basis for a fully self-assembled
supramolecular device. The characteristics of the device, especially its behav-
ior at different temperatures and the activation energy for rotation, will be
studied in detail. It will be shown that an individual device can be adressed
and operated by the tip of a Scanning Tunneling Microscope (STM). Finally,
in section 3.3 bimolecular systems are investigated. Here it will be shown
how the balance between entropy and enthalpy can be used to form inter-
mixed networks. These types of network are widely believed to be a key to
the understanding of the self-assembly process.
2
Chapter 2
Methods and Materials
2.1 Scanning Tunneling Microscopy
Invented in 1981 by Gerd Binnig and Heinrich Rohrer at the IBM Zu¨rich
Research Laboratory,[1, 2] the Scanning Tunneling Microscope (STM, which
is also the abbreviation for scanning tunneling microscopy) has become a
powerful tool for studies at the nanoscale. STM is a real-space method,
which circumvents the rather complicated interpretations of experiments in
the reciprocal space. Because of its high resolution, even single atoms can be
made visible3. Furthermore, STM experiments yield information about the
local characteristics of the probed sample and do not provide mean values
over rather large areas. Next to its imaging power, the STM bears spec-
troscopical capabilities and even allows for the manipulation of single atoms
or molecules. Therefore, the STM has been the techinque of choice for this
thesis. However, as the STM is based on the quantum mechanical tunneling
effect, it needs a conductive or semi-conductive surface as a substrate for the
investigated samples.
2.1.1 Basic Theory
The STM consists mainly of a sharp metallic tip (preferentially with a mono-
atomic apex) which is brought into close proximity (typically a few A˚) of a
(semi-) conductive surface. Based on the quantum mechanical tunneling
effect, electrons can tunnel through the gap between tip and sample. By
applying a small bias voltage (usually in the range of 0.01 to 3 V) a di-
rected tunneling current occurs, which is highly depending on the distance
3Although there are hints that the resolution of the Atomic Force Microscope is even
better and subatomic resolution can be achieved with it.[3]
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Figure 2.1: One-dimensional model for the quantum mechanical tunneling
effect. A (particle) wave (eikx, coming from the left) faces a potential V0
that is larger than the energy of the wave. In the classical case the wave is
completely reflected by the potential: The propabilities to find the wave on
either side of the potential are P = 1, Q = 0. Quantum mechanically the
propability Q to detect the wave on the right side of the potential can be
> 0.
between tip and sample. Therefore, while the tip scans over the sample
surface by means of piezo-electric actuators (x- and y-piezos) to obtain a
two-dimensional map, even small corrugations lead to changes in the mea-
sured tunneling current. By another piezo-electric element (the z-piezo) the
height of the tip above the sample can be varied.
Several different scanning modes are possible. In the constant height
mode, the tip scans over the sample with the z-piezo held at a constant value
while the current is being measured as reference signal. Alternatively, in
the constant current mode a feedback system is used to keep the tunneling
current constant. This is achieved by adjusting the tip-sample distance via
the z-piezo. The changes in the z-direction are then taken as the reference
signal. The latter mode also provides the possibility to scan over surfaces
that are not perfectly horizontally aligned, but has the disadvantage of lower
scanning speed. The constant current mode was used for all images taken
in this thesis. To visualize the STM image, the recorded reference signal is
depicted at every point of the two dimensional map by a pre-defined color
code. In this thesis, the color code for each image was chosen in a way that
darker colors reflect less height on the sample. However it has to be noted
4
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Figure 2.2: One-dimensional schematic energy diagram for tunneling from
tip (grounded) to sample (positive bias voltage U applied). ρt,s indicate
the density of states and Φt,s the work function for the tip and the sample,
respectively. The sizes of the arrows in the gap indicate that the probability
for tunneling has its maximum at E = eU .
that in both scanning modes these maps are derived from the tunneling
current and therefore resemble electronic rather than topographical features
(see next section).
Mathematical Description of the Tunneling Process
Developing a precise mathematical description of the tunneling process in
STM is tempting. The main problems are the unknown geometry of the tip
(which may even change during one experiment) and its chemical composi-
tion. Nevertheless, applying some simplifiations and assumptions, the basic
aspects of the process can be explained.
When a macroscopic particle of mass m faces a potential V0 that is greater
than its energy E, the particle is reflected. But when the particle decreases
to a size, where its wave character becomes recognizable, this classical de-
scription fails. In this region, the particle can, if the barrier width d is
small enough, with a small propability Q tunnel through the energetically
5
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forbidden region and be detected on the other side (Figure 2.1).4
Q = exp(−2d
~
√
2m(V0 − E)) (2.1)
In 1961 J. Bardeen discussed the tunneling process through the vacuum
between two metal plates (Figure 2.2).[5] Instead of solving the Schro¨dinger
equation for the whole system, he devided it into two independent subsytems.
In this one-dimensional theory the specific geometry of the gap is ignored.
Fermi’s golden rule, which describes the transition rate between two quantum
states, gives the propability of an electron to elastically tunnel between a
sample state at the surface and a tip state. The tunneling current I is
directly proportional to the number of sample states at the surface within
the energy interval eU .[6] Using Bardeen’s approach, it can be aproximated
as[7, 8] (with the Fermi energy EF = 0)
I ∝
∫ eU
0
dEρt(E − eU)ρs(E)T (E, eU, d), (2.2)
where U is the applied small bias voltage (with respect to the tip), and ρt,s
are the densities of states for the tip and the sample, respectively. T(E, eU,
d) is the transmission coefficient,
T (E, eU, d) = exp(−2d
~
√
2m(
φt + φs
2
− eU
2
− E), (2.3)
where φt,s are the work functions for the tip and the sample, respectively.
According to equation 2.2, the tunneling current is simply an integral of
the transmission coefficient multiplied with the densities of states ρt,s (DOS)
of the tip and the sample. However, this equation does not include the tip
geometry. Therefore, the DOS of tip and sample are exchangable. To apply
Bardeen’s theory to the STM, in 1983 J. Tersoff and N. D. Hamann approxi-
mated the tip apex as a metal sphere with only the s-states of the tip applying
to the tunneling process.[9, 10] According to their formula, the contribution
of the tip to the tunneling current is only a constant value. Therefore, by
detecting the tunneling current (equation 2.2), basically the local density
of states (LDOS) of the sample is recorded. For metal surfaces, the LDOS
reflects the surface topography in good agreement5, but for adorbates there
may be vast differences (see section 2.1.2).
4A description of the tunneling effect can be found in many textbooks, for example in
Ref.[4]
5Although even for clean metal surfaces features like surface states lead to a difference
between the topography and the LDOS.
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The simple model of the Tersoff-Hamann theory failed in explaining the
observed atomic resolution on close-packed metal surfaces.[11] This was
achieved in 1990 by C. J. Chen, who assumed a dz2-tip state.[12, 13] A
more detailed description of the tunneling process can be found in many
books[6, 11] and in a review by D. Drakova.[14]
2.1.2 Imaging Molecules
The question whether it is possible to image organic adsorbates and molecules
with the STM was relatively easily answered by the first successfully taken
STM images in the mid 1980s.[15, 16] Until then, doubts were being uttered
related to the relatively large energy gap observed between the highest occu-
pied molecular orbital (HOMO) and the lowest unoccupied molecular orbital
(LUMO) compared to the low bias voltages applied in STM. This energy
gap was thought to prevent the molecules from being imaged. But since the
molecular orbitals (MO) interact with the metal surface’s energy band, these
MOs are altered[17] such that imaging becomes possible. However, it also
means that the HOMOs and LUMOs of adsorbed molecules can differ from
those of isolated ones.
Many effects can influence the appearence of adsorbates in STM images6.
Depending on the applied bias voltage, different MOs can contribute to the
tunneling current. For example, on a titanium film O2 looks like a protrusion
or, counterintuitively, like a depression.[19] The adsorption site of the adsor-
bate on the surface has an influence on the adsorption state. For example,
CO on Pt(111) appears either as a ”bump” on on-top sites or as a sombrero-
like shape on bridge sites.[20] Also for larger adsorbates as organic molecules
the appearence in STM images can depend on the applied voltage,[21] the
adsorption site,[22] but also on the surface geometry.[23] Furthermore, due
to intermolecular interactions, a single molecule can look different from one
embedded in a network (compare figures 3.1 and 3.2 in section 3.1.1). If
the molecule diffuses or rotates much faster than the characteristic scan-
ning speed of the STM (about a millisecond per pixel, depending on the
scanning mode), it might be impossible to identify the molecule or its inner
structure.[24] Also, some side-groups, like alkyl-chains attached to a por-
phyrin ring, can continuously change their conformation while the molecular
core itself is immobile on the surface. This can lead to (partly) fuzzy ap-
pearences in STM images, when the movement of such moieties is faster than
the characteristic scanning speed of the STM. Furthermore, static conforma-
tional changes of the molecule’s residues can lead to different appearences of
6A very good discussion of these effects can be found in a review by P. Sautet.[18]
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a
c
b
3
Figure 2.3: STM images of networks formed by different porphyrin deriva-
tives showing an example for the influence of the tip on the images. a)
While scanning the self-assembled network the tip was changed by apply-
ing small voltage pulses (3.5 V for 50 milliseconds). Three different imaging
modes were found as labeled in the image (Image taken with Ugap = −1.4
V, Itunnel = 20 pA, scan range: 25 × 25 nm2). b) An STM image of the
network formed by a different porphyrin derivative than in a) taken with
mode 1 (Ugap = −0.8 V, Itunnel = 16 pA, scan range: 7.5 × 7.5 nm2). c) An
STM image of the same network as in b) taken with mode 2 (Ugap = −1.3
V, Itunnel = 24 pA, scan range: 7.5× 7.5 nm2).
the molecules even on the same surface.[25, 26]
Despite the predictions of the Tersoff and Hamann model, the tunneling
current also depends on the DOS of the tip so that the tip has a high influence
on STM images. Any contamination of the tip which can spontaneously occur
during an STM experiment, for example by organic materials, can affect the
recorded STM image (see Figure 2.3).
2.2 Substrates
As explained in section 2.1.1, in order to image organic molecules with the
STM, conductive (or semi-conductive) substrates are needed. These influence
the adsorption state of adsorbates in a variety of ways, so that some aspects
have to be carefully considered when choosing the substrate.
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The morphology of the substrate’s surface atoms as well as the size of the
unit cell affect the adsorption state of adsorbates as they try to minimize their
energy on the surface. The morphology is mainly defined by the geometry
of the surface atoms, which can form for example a twofold (rectangular)
or a threefold (hexagonal) surface. Furthermore, the atomic geometry can
affect the flatness of the surface. For example, (i) the (110) surface of fcc fcc
copper and silver crystals exhibits alternating atomical lines with different
heights and (ii) the surfaces of gold single crystals reconstruct which leads
to alternating areas with different surface geometries.[27] The unit cell also
depends on the atomical species. Here, even small differences can lead to
different self-assembled monolayers.[23]
Another important aspect is the reactivity of the substrate’s surface which
determines the mobility of the adsorbates. For strongly reactive surfaces,
adsorbates tend to have no mobility at all. They stick at the place, where they
impinge onto the surface.[28] As this prevents intermolecular interactions, for
the purpose of self-assemblies the noble metals, which are less reactive, are
the most extensively used substrates. Furthermore, fresh and clean surfaces
can be easily prepared for new experiments (see section 2.3).
In this work, Cu(111) has been chosen as the supporting substrate. Cop-
per is the most reactive of the noble metals.[29] This enhances the stability of
self-assembled structures, but does not suppress their mobility. The threefold
surface sructure gives rise to a variety of possible adsorption geometries. The
distance between two surface atoms is 2.55 A˚ and the height of a monoatomic
step is 2.08 A˚.
2.3 Sample Preparation
All experiments were performed in a two-chamber UHV system (base pres-
sure of 1 × 10−10 mbar). As substrate for the molecular films a (111)-oriented
Cu single-crystal was used (see section 2.2), which was cleaned by cycles of
sputtering with Ar+ ions and subsequent annealing at 800 K. By this proce-
dure, flat terraces of about 100 nm in width separated by monoatomic steps
are obtained. Molecular compounds were deposited by thermal evapora-
tion from a commercial Knudsen-cell type evaporator7 onto the Cu substrate
held at room temperature. All STM measurements were done at a sample
temperature between 77 K and 200 K. Temperatures larger than 77 K are
reached by counter-heating of the sample. When more than one deposition
of the same compound occured, the sample was heated to room temperature
7www.kentax.com
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for the deposition and subsequently cooled to the desired temperature for
measurement.
2.4 Organic Molecules
The amount of different types of organic molecules is innumerable. However,
the applicability of a certain molecular compound is determined not only by
the planned experiment, but also by the experimental setup and environment.
Thus, molecules must exhibit some characteristics in order to be applicable
in STM experiments under UHV conditions.
For the application in the Nanolab, the molecules must be condensed into
a powder prior to the insertion into the vacuum system. The vapor pres-
sure of the powder must be low enough that the molecules do not evaporate
spontaneously into the vacuum due to the drastically reduced environmen-
tal pressure in UHV at temperatures below approximately 120◦C which are
needed to clean the molecular powder from contaminations. This is often
problematic for molecules with a molecular weight of less than about 200 u.
In order to bring the molecules onto the substrate, they must be sublimable
at temperatures above 120◦C. This is done by heating the molecular powder
in Knudsen cells which results in a directed flux of molecules into the vacuum.
Furthermore, the molecules must be stable enough not to fragment by the
heating process. This usually restricts the atomic weight to a maximum of
approximately 2200 u. Furthermore, if the intermolecular interactions in the
powder, which are often different from those on the surface, are too strong,
it might be also impossible to sublime them. In order to use molecules which
are not sublimable, different approaches as Pulse Injection,[30] Spray-Jet
Injection,[31] Electrospray Deposition [32] and others can be utilized.
2.4.1 Porphyrin Derivatives
Porphyrin molecules are a family of (metal-)organic compounds exhibiting
the same core structure, namely the porphine ring (Figure 2.48). This hete-
rocyclic macrocycle is an extended pi-conjugated system which absorbs light
and thus porphyrins appear deeply colored. Hence their name, which is de-
rived from the greek word pioρϕυρα (porphyra´) which means purple. To
the porphine ring, varying functional moieties can be attached in different
positions and thus the properties of the porphyrine can be greatly altered9.
8Taken from http://en.wikipedia.org/wiki/Image:Porphin.png
9In the special case of the tetrabenzotetraazaporphyrin, the molecule is called phthalo-
cyanine.
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Figure 2.4: The molecular structure of the porphine ring. It consists of four
pyrrole rings which are linked by methine bridges. Two of the four nitrogen
atoms have a free electron. They can be either saturated by two hydrogen
atoms or by a single metallic ion.
The porphine ring itself can bind different centers, like two hydrogen atoms
or single metal ions with a charge of usually 2+ or 3+. In this study, the
central ion is always zinc.
In nature, porphyrins are found extensively in plants, algae, cyanobacte-
ria and in mammal blood cells. In the first, chlorophyll, a slightly changed
porphine ring (chlorin) bond to a magnesium-ion, is part of the photosyn-
thesis. Basically, the chlorophyll absorbs light and is thereby excited, which
can lead to its oxidization by loosing one electron. This is one step in con-
verting the energy supplied by light into chemical energy. In the metabolism
of mammals, a protein (haemoglobin) bearing another porphyrin derivative
(heme) is responsible for the oxygen transport. The central atom of the heme
is an iron ion, to which the oxygen binds10 which is then carried in the blood
through the mammal’s body.
In a laboratory, the first porphyrin derivatives have been synthesized in
1929[33] and in 1959 the first crystal structure of a porphyrin derivative has
been reported.[34] Since then, porphyrins (and the closely related phthalo-
cyanines) have been extensively studied and a variety of applications, as for
example chemical sensors or solar cells, have been developed.[35, 36, 37] The
porphyrin derivatives P1 to P4 which are studied in this thesis were synthe-
sized in the group of Prof. Franc¸ois Diederich at the ETH Zu¨rich. The zinc-
10This can be also done by myoglobin, which, however, does not specifically bind to
oxygen.
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P3P2P1
Figure 2.5: Structures of the three porphyrin derivatives P1, P2 and P3.
They were synthesized by Jens Hornung at the ETH Zu¨rich. For a full
description see section 2.4.2.
octaethyl porphyrin (ZnOEP) is commercially available (CAS 17632-18-7,
Fluka). The structure and characteristics of these derivatives are described
in the following section.
2.4.2 The Porphyrin Derivatives P1 to P4
The three derivatives P1, P2, and P3 (Figure 2.5) were chosen for their
well established linear 4-cyanophenyl group[38] which possesses a high dipole
moment. This allows for strong electrostatic intermolecular coupling between
adjacent molecules. The other two meso-positions of the porphyrin core
are substituted with three different, flexible alkoxyphenyl substituents whose
alkoxy chains differ in their length and the position in which they are attached
to the phenyl ring. Specifically, these moieties are two 4-isopentoxyphenyl
groups for P1, two 3,5-diisobutoxyphenyl groups for P2 and two 3,5-diiso-
pentoxyphenyl groups for P3. In contrast to the HOPG surface, on which
alkyl chains are immobile and mainly introduced to ensure molecular self-
assembly,[39] on the copper surface the alkoxy side-groups are mobile at
the temperatures investigated in this study, i.e. above 77 K. They have
different conformational flexibilities, and an increasing steric demand from
P1 to P3. Since the alkoxy-chains of P2 and P3 are attached in the meta-
position, they can be in closer proximity to both the porphyrin core and
the 4-cyanophenyl substituents compared to P1. Due to a steric hindrance
between the hydrogens of the four phenyl rings and those of the porphyrin
ring, the four moieties cannot be parallel to the porphyrin center. In fact,
in the gas phase, they are rotated by an angle of 60 to 90 degrees against
the porphyrin core.[23] On the metal surface, however, when the molecule is
12
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P4 21.6Å
15.5Å
Figure 2.6: (left:) Structure of the porphyrin derivative P4. It was synthe-
sized by Fuyong Cheng at the ETH Zu¨rich. For a full description see section
2.4.2. (right:) A PM3-optimized ball-and-stick model of P4 including some
important intermolecular distances.
adsorbed in a flat lying geometry, this angle can be as small as 20 degrees
due to interactions with the substrate.
The porphyrin derivative P4 (Figure 2.6) is closely related to P2 and P3.
It exhibits the same 4-cyanophenyl group. However, the flexible alkoxyphenyl
substituents have been exchanged by bulky di(tert-butyl)phenyl groups. The
mobility of the tert-butyl groups is primarily restricted to a rotation around
the bond between the phenyl ring and the center carbon atom. The in-
tramolecular distances of P4 have been calculated by a PM3 optimized ge-
ometry. The most important ones are shown on the right side of Figure
2.6.
2.4.3 ZnOEP
The zinc-octaethyl porphyrin (Figure 2.7) has, in contrast to the other deriva-
tives used in this study, only one kind of moiety, namely a short ethyl chain.
It is attached to the eight β-positions of the porphyrin core. Compared to
the alkoxy chains described in section 2.4.2, these alkyl chains are less mobile
and have less degrees of freedom.
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Figure 2.7: Molecular structure of the porphyrin derivative zinc-octaethyl
porphyrin (ZnOEP).
2.5 Self-Assembly
In 1991, G. M. Whitesides described the process of molecular self-assembly as
“the spontaneous association of molecules under equilibrium conditions into
stable, structurally well-defined aggregates joined by noncovalent bonds.”[40]
Although this is not the only definition of self-assembly, it is the one that
describes the effects presented in this thesis best.
Self-assembly is a widely spread phenomenon in nature. In solution, lipids
self-assemble into micells or biomolecular doublelayers, which are used by
nature as a protective layer that confines the inner parts of cells against the
surrounding environment. Self-assembly in three dimensions is utilized to
grow crystals consisting of organic materials. Organic molecules on metalic
surfaces can self-assemble spontaneously into ordered structures. Because of
this diversity, self-assembly is studied by Biologists, Chemists, and Physicists
alike.
Thermodynamics predicts that the change of entropy11 dS in a system
can only be greater or equal to zero. However, to fully understand complex
biological systems it is useful to devide dS into two parts:[41]
dS = dSi + dSe, (2.4)
where dSi is the inner change of entropy and dSe is the change of entropy
occuring by an exchange of heat or material with the environment. By this,
11Entropy is often discribed as a measure for disorder. However, for more complicated
systems this description leads to the imagination that ordering cannot occur. This is
obviously wrong, as innumerous examples show.
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it becomes clear that a decrease of entropy inside one part of a system can
be compensated by an equal or greater increase of entropy in another part
of the system, for example by a rearrangement of the molecules of a solvent.
However, as in UHV no solvent is present, which could balance the loss of
entropy occuring in an ordering process as self-assembly, the compensation
must be done otherwise, namely by a decrease of enthalpy which is done by
interactions between the molecular compounds. To take account of this fact
the change in free standard enthalpy ∆G must be considered:
∆G = ∆H − T∆S, (2.5)
where H is the standard enthalpy. If ∆G < 0, a chemical reaction occurs
spontaneously. This is obviously the case if the change of entropy ∆S > 0 and
T∆S > ∆H. However, also a negative change in entropy (∆S < 0), caused
by an increased ordering of the system, can lead to a spontaneous reaction
if the change in H compensates for the occuring loss of entropy, so that ∆G
becomes negativ. In the case of self-assembly this means that the decrease
of enthalpy required to balance the losses of entropy which occurs when
the molecules are immobilized, can be achieved by increased intermolecular
interactions. As noncovalent interactions, like van-der-Waals interactions or
hydrogen bonds, are relatively weak compared to covalent bonds, the amount
of these interactions must be maximized in order to compensate for the loss
of entropy. Furthermore, very flexible moieties, as the alkyl chains used in
this study, exhibit a higher entropy than rigid parts, which results in an
additional need for compensation of the loss of entropy.
2.6 Manipulation of Single Molecules with the
STM
Soon after the first images had been taken with the STM, it turned out
that interactions with the scanning tip often lead to modifications of the
adsorbed species. However, this disadvantage was turned into an advantage
when scientists learned how to utilize these manipulations in a controlled
way.
Mainly, five different methods exist to manipulate the state of an ad-
sorbed species.[42, 43] For the first two methods, the interactions between
the tip and the adsorbate are used to laterally displace the adsorbed species.
These interactions, which can be described by the well-known Lennard-Jones
potential, can be either attractive or repulsive. Accordingly, when the tip
is placed next to the adsorbate, it can be either pulled or pushed along the
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surface. Third, in the so called sliding mode, the tip is placed above the
adsorbate, which is “squeezed” between the tip and the surface. Thereby, a
van-der-Waals trap can be created under the tip which forces the adsorbate
to follow the tip’s movement. Forth, the electric field between the tip and the
substrate can be utilized to perform a vertical manipulation.[44] Here, the tip
is placed over the adsorbate, the feedback loop is opened, and a voltage pulse
is applied. Thereby, the adsorbate can be transfered to the tip. The same
procedure, but with opposite voltage, can be used to place the adsorbate on
the surface. Finally, the same process can be used to locally induce heat into
the adsorbate. This can lead to an excitation of the adsorbate which thereby,
depending on the kind of excitation, can change its state. However, not all
adsorbates can be manipulated by all methods.
While there are some reports on successful manipulations on metallic sur-
faces, there are only a few examples of manipulations of molecules which are
located inside a molecular network or in/on a second layer of molecules.[45, 46]
This might be due to an increased diffusion barrier compared to the substrate,
which hinders the manipulation or disrupts the underlying molecular layer,
when the parameters used for the manipulation are too severe.
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In this chapter, the results for the adsorption and co-adsorption of the differ-
ent porphyrin derivatives described in section 2.4 on the threefold Cu(111)
surface are presented and discussed. It is divided into three sections.
In the first part, a comparative study is presented, in which the self-
assembly behavior of the three porphyrin derivatives P1, P2 and P3 is stud-
ied in detail. At low sub-monolayer coverages, the three compounds show
different behaviors: P1 self-assembles into a two-dimensional nanoporous
network, while P2 and P3 form a one-dimensional phase consisting of molec-
ular chains. At coverages close to a full monolayer all derivatives assemble
into nanoporous networks which differ in their pore-to-pore distance and in-
ternal structure. All observed effects are explained by (i) the different steric
demands of the alkoxyphenyl moieties of the three compounds and (ii) the
balancing of the entropic losses of the different alkoxy chains by van-der-
Waals interactions.
In the second part, a device is presented which makes use of a nanoporous
network as described in the first part. A small change in the molecular
structure allows the molecules to form a supramolecular multi-position device
in a one-step self-assembly process. The device consists of the supporting
nanoporous porphyrin network as a host for single porphyrin guests nested
on top of the pores. This unprecedented structural arrangement allows the
guests to rotate and snap into six different positions, of which three are
distinguishable by the STM technique. By thermal activation, or by an
interaction with the STM tip, the guest molecules can hop from one position
into another one without leaving the hosting pore. The regular arrangement
leads to the possibility of independently addressing and operating each device
by labeling its position within the network as well as determining its state
by detecting the alignment of the guest relative to the hosting network and
the STM scanning direction.
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In the third part we will investigate bimolecular systems. Two systems are
presented in which two different molecular species are susequently sublimed
on the same surface, respectively. Depending on their ability to mutually
compensate for the occurring loss of entropy, a process which has been studied
in the first part, the two systems show different behaviors: The first system
exhibits separated phases while the second system self-assembles into a mixed
network consisting of both molecular derivatives. Intermixed networks have
been only rarely observed so far[47, 48, 49, 50, 51, 52] and understanding their
formation is another important step in gaining control over the self-assembly
behavior.
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3.1 Comparative Study of P1, P2 and P3
The following is a draft of the manuscript prepared for submission to Small.
Please note that the derivatives P1, P2 and P3 are called molecules 1, 2
and 3 in this manuscript.
3.1.1 Publication A
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Abstract
The self-assembly of three porphyrin derivatives was studied in detail on a
Cu(111) substrate by means of Scanning Tunneling Microscopy. All deriva-
tives bear two 4-cyanophenyl substituents in diagonally opposed meso-positions
of the porphyrin core but differ in the other two alkoxyphenyl type sub-
stituents. At coverages below 0.8 monolayers, two derivatives form molecu-
lar chains, which evolve into nanoporous networks at higher coverages. The
third derivative self-assembles directly into a nanoporous network without
showing a one-dimensional phase. The pore-to-pore distances for the three
networks depend on the size and shape of the alkoxyphenyl substituents. All
observed effects are explained by an interplay between the steric demand of
the alkoxyphenyl residues and the entropy/enthalpy balance of the network
formation.
1. Introduction
Complex molecular layers on surfaces with engineered architectures and prop-
erties[1] are expected to play an important role in the development of future
devices at the nanoscale.[2] In contrast to 3D crystal packing of molecules or
tectons, which has been a focus of research for a long time,[3] surface and
interface self-assembly allows for the addressing of individual units.[4,5] To
control the self-assembly process[6] at the surface, a detailed understanding
of the involved molecule-surface and intermolecular interactions is crucial.
Their interplay can lead to a variety of phases for the same coverage[7,8]
but the observed phases can also depend on the surface coverage.[9] In the
latter case, several phases might co-exist for a small coverage region,[10] or a
transition from one phase to the other occurs.[11]
Since the invention of STM in 1981, a significant number of two-dimen-
sional patterns at the solid - liquid and the solid - vacuum interface have been
reported.[12] Among them, there are some striking examples of self-assembly
which are guided, for example, by solvent interactions,[13] surface pre-pat-
terning,[14] molecular symmetry,[15] the use of elaborated binding motifs as
they are found in hydrogen bonding,[16] interactions among polar groups,[17]
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metal complexation,[18] or by exploiting the interactions of long alkyl chains
with the underlying substrate.[19]
In view of future applications, an especially interesting field of self-assem-
blies are (i) molecular chains because of their potential as organic wires as
well as (ii) porous networks due to their capability to recognise[20,21] and host
molecular guests.[5,22] Previous work has shown that it is possible to modify
the pore dimensions of such networks by completely changing the molecu-
lar building block.[8,23] So far, however, no systematic study has focused on
how the variation of functional subunits (”synthons”) attached to the same
molecular core influences the structures of self-assembled porous layers.
The concept of synthons as formal molecular fragments with a specific re-
activity was introduced by Corey[24] for the planning of covalent syntheses and
has later been extended to molecular crystals and non-covalent supramolec-
ular assemblies by Desiraju.[25] The cyanophenyl fragment[26] used in this
work was initially investigated in 3D crystals[27] where it forms linear dimers
and cyclic trimers[25] as distinct assemblies. In recent work, cyanophenyl
derivatives have been used for the assembly of addressable supramolecular
structures at surfaces where they arrange with a similar geometry in one-
and two-dimensional assemblies.[4,17,20,22,28] The molecules used in the present
study are derived from the well-known tetraphenyl porphyrin core[29,30] and
combine the cyanophenyl synthon with alkoxy groups for additional direc-
tion in the supramolecular self-assembly process at the surface. The latter,
rather apolar synthon allows to make use of hydrophobic effects that have
already been discussed by Desiraju.[25] Another important feature of alkoxy
residues is their tendency to condense or exhibit fluid-like dynamic behavior
depending on the conditions,[31] as it is well known from liquid crystals.[32]
Here we present a systematic study on the influence of different alkoxy-
phenyl substituents on the resulting 2D porphyrin arrangements at solid vac-
uum interfaces, indicating that the concept of synthons can be transferred to
the field of supramolecular surface assemblies. The architecture as well as the
temperature activated mobility and corresponding steric requirement of the
alkoxyphenyl residues are identified as the key parameters governing the re-
sulting structures, i.e. one-dimensional molecular chains or two-dimensional
porous layers.
2. Results and Discussion
2.1 Appearance of the Molecular Compounds in STM Images
The selected molecular compounds (1-3) were sublimed onto a Cu(111) sub-
strate at sub-monolayer coverages. Consistent with earlier observations,[33]
the influence of the STM tip leads mainly to two different imaging modes,
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Figure 3.1: STM images (all 7.5 × 7.5 nm2) showing the arrangement of
molecules 1 (a and b) and 2 (c) on Cu(111) at coverages > 0.8 ML. Two
different imaging modes could be observed depending on the tip conditions:
a) The pi-system of the molecules is pronounced (Ugap = −0.8 V, Itunnel = 16
pA). b) All parts of the molecules provide equal contrast (Ugap = −1.3 V,
Itunnel = 24 pA). c) Mobile parts of the molecules can lead to characteristic
streaks in STM images (Ugap = −2.5 V, Itunnel = 20 pA).
in which either the pi-system provides the dominant contrast (”pi-imaging
mode”, Figure 3.1a), or all parts of the molecule are equally visible (”full
imaging mode”, Figure 3.1b). In the pi-imaging mode, the porphyrin ring is
imaged as two opposing lobes separated by a dark line. This appearance is
caused by a saddle-shaped deformation of the porphyrin ring induced by a
steric hindrance between the β-hydrogen atoms of the core and hydrogens of
the phenyl rings.[34] Consequently, two pyrrole rings are tilted upwards and
provide strong contrast in the STM images while the other two rings are
tilted downwards and appear as a dark line. The four phenyl rings can be
recognized as four lobes in close vicinity to the porphyrin ring, each providing
the same contrast as the pyrrole rings that are tilted upwards. These fea-
tures allow for a precise identification of an individual molecule even inside
a network (see the superimposed molecular structure in Figure 3.1a). The
mode of imaging is not influenced by the applied voltage. However, by using
voltage pulses of around 3.5 V and 50 ms, one can sometimes switch between
imaging modes (see supporting information). Hence, it is plausible that the
different modes are caused by subtle changes of the tip, for example caused
by an adsorbate on the tip, as likewise observed in other STM studies.[35]
Depending on the scanning conditions, sections of the STM images may
show a characteristic fuzzy signal regardless of the imaging mode (Figure
3.1c[36]). These streaks can be related to parts of the molecules that move
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while being passed by the scanning tip.[37] For the present systems, we at-
tribute this effect to the mobility of the alkoxy chains. The streaks diminish
with increasing proximity of tip and sample. This can be associated with
an increasing interaction between the scanning tip and the molecular chains
which are thereby pushed aside.[38]
2.2 Self-assembly Behavior at low Sub-Monolayer Coverage
For molecule 1 we observed self-assemby to a nanoporous, hexagonal network
with P3 symmetry at coverages < 0.05 ML (Figures 3.1a and 3.1b), after the
well-known initial decoration of the step edges.[39] This network exhibits the
same internal geometry as previously published porphyrin assemblies[22] and
will be described in detail in section 2.5. In contrast, molecules 2 and 3 form
long chains with the same characteristics after decorating the step edges and
for molecular coverages up to approximately 0.8 ML, (Figure 3.2a). The
chains nucleate either at one of the molecules decorating the step edges or at
a defect on a terrace and are stable up to at least 200 K. At room temperature
molecules are observed in a 2D mobile phase.[40]
Within the chains, a single molecule can be clearly identified (Figure 3.2b,
top). The porphyrin core and the phenyl rings appear as described above for
the pi-imaging mode. The cyano group is not resolved. The alkoxy chains
appear as one lobe each, situated above and below the porphyrin ring and
the 4-cyanophenyl substituents. No significant difference in the appearance
of molecules 2 and 3 was found in the STM images.
A closer analysis reveals that the chains exhibit mainly two interconnect-
ing modes for adjacent molecules. The first one is a straight connection which
simply prolongates the chain (circle a in Figure 3.2a). The second one leads
to a kink (circle b), which changes the direction of the chain, mostly by ca.
30 degrees. Often, sections are found in which a kink towards one side is
immediately followed by a kink towards the other side, leading to a zig-zag
type, overall straight section (circle c).
Most probably, in a straight connection, the cyano groups, which are not
visible in the STM image, are lying anti-parallel and interact via dipole-dipole
interactions (as shown for molecules no. 3 and 4 in Figure 3.2b[41]). This
type of interaction was theoretically described by Y. Okuno et al. for a ben-
zonitrile dimer[42] and is also known in the gas phase[43] as well as in organic
crystals.[44] Sometimes, a small variation of this bonding motif can be found,
as seen for molecules no. 1 and 2 in Figure 3.2b. Here, the molecules in a
straight section are lying closer together and show a small vertical and lateral
displacement. Our calculations[41] indicate that this is due to a weak hydro-
gen bond between the cyano group and the β-hydrogens of the porphyrin
ring, as indicated by the molecular model in the lower part of Figure 3.2b.
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Figure 3.2: STM images showing the arrangement of molecules 2 (a and b)
and 3 (c) on Cu(111) at coverages < 0.8 ML (see also supporting informa-
tion). Both molecules arrange in chainlike structures. Individual molecules
can be clearly identified. a) STM image showing a typical chain formed by
molecule 2 (41 × 41 nm2; Ugap = −1.5 V, Itunnel = 20 pA; The color-scale
of the image was adjusted to provide good contrast on the terraces for high-
lighting the molecular features. A step edge, seen in the image as a black
line, runs vertically from top to bottom). b) Top: A detailed STM image
showing the main types of connections between adjacent molecules in the
molecular chains (12 × 6 nm2; Ugap = −1.6 V, Itunnel = 11 pA). Bottom: A
tentative model, generated with Spartan41 for the intermolecular interactions
within the chains. c) Simultaneous imaging (12.5× 25 nm2; Ugap = +0.9 V,
Itunnel = 10 pA) of molecular chains of 3 and substrate atoms of Cu(111).
The orientation of the characteristic dark lines (see description in the main
text) is marked by black lines which allow for an easy correlation with the
principal directions of the substrate.
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Within the kinks the dipole-dipole interaction is weakened, as the dipoles are
not perfectly anti-parallel in such an arrangement (molecules no. 2 and 3 in
Figure 3.2b). Nevertheless, this loss in interaction energy may be partially
compensated by van der Waals interactions of the alkoxy chains[45] which are
closer together than in the straight sections.
2.3 Influence of the Underlying Cu(111) Surface on the Porphyrin
Chain Formation
In vacuum the substituents of tetra-aryl porphyrins can perform a hindered
rotation depending on the temperature.[46] After adsorption on the metal sur-
face, however, the rotational angle of such moieties is typically fixed in a po-
sition which depends on the interaction with the substrate.[30] Consequently,
two conformational enantiomers, corresponding to a positive or negative tilt
angle of the alkoxyphenyl substituents are observed upon adsorption. In
STM images, these can be distinguished by the relative orientation (+45
degrees or -45 degrees) of the characteristic diagonal dark line with regard
to the cyanophenyl substituents. The two conformational enantiomers are
found with equal probabilities for all three porphyrins studied here, which
is in agreement with earlier observations.[47] Achiral conformers exhibiting
parallel rotation of the opposite aryl-porphyrin bond which are also possible
for symmetry reasons, have not been identified in our study. By analyzing
STM images that exhibit both good resolution of the adsorbed molecules
and atomic resolution of the substrate (Figure 3.2c), it can be seen that the
characteristic dark lines are also aligned with the main atomic directions of
the supporting substrate, within an accuracy of ±7 degrees. This observa-
tion, in combination with the two possible orientations of the dark line with
respect to the cyanophenyl-cyanophenyl axis, can explain the changes in di-
rection of 30 degrees within a kink: Two different enantiomers, which are
adjacent within a chain and are aligned along different principal directions
of the threefold symmetric (111) substrate, exhibit a relative orientation of
120− (45 + 45) = 30 degrees. In contrast, adjacent but identical enatiomers
which are aligned along the same principal directions form a straight con-
nection. In the STM images, this is revealed by the observation that in a
straight connection, two adjacent molecules look like perfect copies of each
other (with the same orientation of the dark lines) while in a kink, they ap-
pear as mirror images. For two-dimensional assemblies of similar porphyrin
derivatives, long-range interactions that extend beyond nearest neighbors
have also been reported.[20] However, no clear evidence for such interactions
was found here, since they should lead to a preferred arrangement with either
straight, curved, or zig-zagged chain sections.
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Figure 3.3: High-resolution STM images (all 6.4 × 6.4 nm2; Ugap = −1.5
V, Itunnel = 20 pA) of molecule 2 on Cu(111) showing different types of
branching points for the molecular chains. Types a) and c) can be also found
for molecule 3. a) Branching by hydrogen bond formation between the cyano
group of one molecule and either the porphyrin core or the 4-cyanophenyl
substituent of another molecule. b) Similar interactions as in a) but in a
trimeric arrangement. c) Branching by a hydrogen bond formation between
the cyano group of one molecule and the phenylene ring of the alkoxyphenyl
substituent of another molecule.
2.4 Branching of the Porphyrin Chains
Next to the two types of intermolecular connections observed in linear chain
sections, two distinctly different types of branching arrangements were found
(Figure 3.3). As to the first, a cyano group of one molecule forms a hydro-
gen bond either with a β-hydrogen of the porphyrin core or with a hydrogen
atom of a 4-cyanophenyl ring of another molecule (Figure 3.3a). This motif
has been found for both molecules 2 and 3. In addition, the formation of a
symmetric cyclic trimer was observed exclusively for molecule 2. Within the
trimeric structure, a cyanophenyl group of each molecule acts as hydrogen
bond acceptor towards one and as a donor towards the other partner, thereby
interconnecting three molecules by three hydrogen bonds (Figure 3.3b). Sim-
ilar trimeric arrangements have been reported in literature for cyanophenyl
derivatives in the gas phase,[43] in two-dimensional assemblies,[22,28,42] and
also in 3D crystal structures.[48] In the second branching arrangement, the
4-cyanophenyl group of one molecule forms a hydrogen bond with the pheny-
lene ring of the bis(alkoxy)phenyl substituent of a second molecule (Figure
3.3c). This type is again observed for both molecules 2 and 3.
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2.5 Self-assembly Behavior at High Sub-Monolayer Coverages: Tai-
lored Nanoporous Networks
Above a coverage of approximately 0.8 ML all studied molecules (1-3) self-
assemble into nanoporous, hexagonal networks with P3 symmetry. We were
able to develop a tentative model for each of the three networks, guided by the
following aspects: First, we compared the networks observed in the present
study to a network previously reported by our group, which is formed by a
similar porphyrin derivative.[22] Second, we took advantage of the pi-imaging
mode which allowed for a reliable identification of single molecules inside the
network. Finally, we related the fuzzy parts observed in some STM images
(see above) with the alkoxy chains.
The nanoporous network formed by molecule 1 (we will refer to it as
network 1; Figure 3.4a, left) exhibits a pore-to-pore distance of (30.9± 2.0)
A˚. The unit cell contains one pore and three molecules. The model (Figure
3.4a, right) reveals that the pores are chiral. Thus, two types of homochiral
domains can be found on the copper surface[49] due to a separation of the two
different conformational enantiomeres. Each pore is formed by the alkoxy
chains of six different molecules, each of which is part of two neighboring
pores. The network is stabilized by two features. First, the apolar alkoxy
chains are found inside the pores and are thereby separated from the polar 4-
cyanophenyl groups. Second, the 4-cyanophenyl group of one molecule points
towards the porphyrin core of an adjacent molecule, forming a hydrogen
bond. This bonding type is exploited by three molecules to form a trimer
(blue solid circle in Figure 3.4a).
Molecule 2 forms a network (we will refer to it as network 2; Figure
3.4b, left) with a pore-to-pore distance of (33.5 ± 1.2) A˚ which is slightly
larger (about 8%) than that of network 1. Again, the unit cell contains
one pore and three molecules per unit cell. According to the model (Figure
3.4b, right), the structures of network 2 and network 1 are similar: Each
pore is surrounded by six molecules, with each molecule being shared by two
pores. Polar and apolar groups are separated. The main difference between
networks 1 and 2 is that in the latter case, cyano groups point towards the
hydrogen atoms of the 4-cyanophenyl ring of an adjacent molecule instead
of to the hydrogen atoms of its porphyrin core. This interaction type is the
same as that found for the branching mechanism shown in Figure 3.3a. The
space required for this motif is slightly higher than for the similar arrange-
ment in network 1 (cf. the blue circles in Figure 3.4a and b), which explains
why the pore-to-pore distance in network 2 is slightly larger than in network
1. The formed trimers (blue solid circle in Figure 3.4b) are identical to those
observed in the chains (Figure 3.3b).
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Figure 3.4: left: STM images (all 15×15 nm2); a) Ugap = −1.3 V, Itunnel = 24
pA; b) Ugap = −1.5 V, Itunnel = 20 pA; c) Ugap = −0.4 V, Itunnel = 17 pA) of
the nanoporous networks formed by the three different porphyrin derivatives
at coverages close to one monolayer. The networks exhibit different pore-
to-pore distances d. right: Tentative models of the three networks. The
filled gray circles indicate the positions of the pores. The colored circles and
rectangles indicate different bonding arrangements stabilizing the network
(see text for details). The pores in c) exhibit characteristic streaks, indicating
mobility of the alkoxy chains.
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Molecule 3, which differs from molecule 2 only by the increased length
of the alkoxy chains, forms a network (referred to as network 3; Figure 3.4c,
left) with a pore-to-pore distance of (48.0 ± 1.4) A˚ which is significantly
larger than the distances in networks 1 and 2 (by about 43% and 55%, re-
spectively). Remarkably, in this network the unit cell still contains one pore,
whereas the number of molecules enclosed is doubled to six molecules. As a
common characteristic, a single pore is formed by six molecules (Figure 3.4c,
right). The cyano groups point towards the phenylene ring of an adjacent
molecule, similar to network 2. But unlike in the other two networks, each
molecule belongs distinctly to one pore which leads to the significantly larger
pore-to-pore distance. The molecules of neighboring pores interact with each
other in a similar way as in the branching mechanism shown in Figure 3.3c
(green solid rectangle in Figure 3.4c). Thus, in contrast to networks 1 and 2,
no symmetric trimer but a trimer-like motif is observed, in which one cyano
group does not bind to a neighboring 4-cyanophenyl group, but forms a hy-
drogen bond with the phenyl ring of a bis(alkoxy)phenyl substituent (blue
solid circle). Notably, polar and apolar groups are not completely separated
in this network. The alkoxy chains, which are found outside the pores, in-
teract via van-der-Waals forces and can thereby aid to stabilize the network
(red dashed circle and orange dashed rectangle). They form an apolar pocket
which can hardly be seen in the STM images (red dashed circle).
2.6 Thermodynamic Considerations for the Network Formations
As already pointed out by G. M. Whitesides,[50] self-assembled structures are
formed by reversible association of the molecular building blocks, thereby
representing thermodynamic minima. To explain the phenomena described
in this manuscript, one has to take into account the different energy con-
tributions guiding the formation of the networks and chains on the surface.
First of all, depending on the strength of moleculesurface and intermolecular
interactions, organic adsorbates on surfaces tend to maximize the coverage
(molecules per area) and even a rearrangement into a new phase can be pre-
ferred over a second layer arrangement.[40,51] Next, due to the considerably
weaker intermolecular interaction energies in the supramolecular aggregates,
when compared to covalent bonding, the interplay of entropy and enthalpy
is of much higher importance here.[50] Finally, on threefold symmetric sur-
faces, the 4-cyanophenyl group is known to favor a dimeric arrangement with
anti-parallel dipoles, or a cyclic trimer.[28,42] Due to the complexity of the pre-
sented systems, accurate numerical calculations are not yet straightforward.
However, the observed structures have to correspond to an energetically op-
timized interplay of the aforementioned contributions.
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Network 1 (Figure 3.4a) features different remarkable characteristics: Al-
though it is a porous phase, the fraction of covered surface area, as deter-
mined from STM images, is > 90%. Due to the combination of a polar and
a less polar synthon, a segregation occurs in analogy to the hydrophobic
effect:[25] The apolar alkoxyphenyl substituents are located inside the pores
and, thus, are separated from the polar cyanophenyl substituents. As a con-
sequence, the alkoxy chains interact with each other via van-der-Waals forces
while, outside the pores, the cyano groups of one molecule can form hydro-
gen bonds with the β-hydrogen atoms of the porphyrin core of an adjacent
molecule. This results in the favored trimeric arrangement shown in Figure
3.4a (blue circle). Network 1 exhibits the densest structure ((0.36 ± 0.05)
molecules per nm2) of the three studied networks (Figure 3.4).
The formation of the network can be hindered by restricting the access of
potential binding partners to the hydrogen atoms of the pyrrole units and the
4-cyanophenyl rings. This was the main idea behind the design of molecules
2 and 3, which was implemented by attaching two alkoxy chains instead of
one (cf. molecule 1) to the phenyl substituent. In consequence, 2 and 3 do
not assemble into a network at low coverage, but instead form chains via
anti-parallel dipole-dipole interactions. By comparing this behavior to that
of molecule 1, which readily forms trimeric structures instead of the also
possible dimers even at low coverage, we concluded the following: Without
steric hindrance by an additional substituent, for the 4-cyanophenyl group
the dipole-dipole interaction is energetically less favored than the formation
of trimers via hydrogen bonding. This is in agreement with a calculation
of Okuno et al.[42] and was also observed for a different molecular structure
with similar substituents.[52]
With increasing density of the molecules on the surface, also the number of
branches in the chains rises (see supporting information). Since the branching
motifs of the chains can also be found in the networks, we assume that the
growth of the network originates from the branching points once a critical
ratio between the number of molecules and the free surface area is reached. In
fact, STM images reveal that the transition from the chains to the networks
starts with the formation of single pores (see supporting information).
In similarity to network 1, the apolar alkoxy chains in network 2 (Fig-
ure 3.4b) are separated from the polar cyano groups and situated inside
the pores. This arrangement is possible even though the number of alkoxy
chains per molecule 2 increased by a factor of two compared to 1. How-
ever, the correspondingly higher packing density inside the pores restricts
the mobility of the alkoxy chains. To make this possible, the van-der-Waals
interactions between the alkoxy chains have to compensate for the according
loss of entropy.[53] The polar cyano groups again form a trimeric structure
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(blue circle in Figure 3.4b). However, the β-hydrogens of the porphyrin core
cannot act as hydrogen bond donors because the increased steric demand of
the alkoxy chains prevents adjacent molecules to be as close as it is the case
in network 1. Therefore, the cyano group forms a hydrogen bond with the
hydrogen atoms of the 4-cyanophenyl group. This results in a larger pore-to-
pore distance and a decreased density of network 2 ((0.31± 0.02) molecules
per nm2) compared to network 1.
As described above, we assume that the formation of network 3 nucleates
from chain intersection which form a single pore. However, it appears that
the even higher steric demand of the alkoxy chains of 3 as compared to 2 does
not allow for the formation of a 4-cyanophenyl-based trimeric structure which
is characteristic for networks 1 and 2. In network 3 only two molecules asso-
ciate via CN· · ·H(Ar) hydrogen bonding. Therefore we assume that there is
not enough room for a third molecule to participate in a symmetric trimeric
arrangement similar to the case of network 1 and 2. Instead, a hydrogen
bond is formed between the bis(alkoxy)phenyl ring of the third molecule and
a cyano acceptor group of the other two, as shown in Figure 3.3c. In this
new, asymmetric configuration, the alkoxy chains do not interfere with each
other. The third molecule is then starting point for a second pore. Due to
this uncommon asymmetric configuration, half of the alkoxy chains of each
molecule are found outside the pores. This leads to an even stronger re-
striction of their mobility, presumably amplified by an increased interaction
with the substrate, and a concomitant loss of entropy which becomes evident
in the STM images by the absence of streaks (Figure 3.4c, left) for those
alkoxy chains situated outside the pores (Figure 3.4c, right, dashed circle
and rectangle). As in networks 1 and 2, the model reveals a tendency for
the apolar alkoxy chains to associate, either by forming pores, in which they
are still mobile, or by condensation outside the pores, thereby increasing the
amount of van der Waals interactions in the network. The density of network
3 is (0.30±0.02) molecules per nm2, which is comparable to that of network 2.
3. Summary and Conclusions
By systematically varying the steric bulk of the ether substitutents of a
bis(alkoxypenyl)bis(cyanophenyl)porphyrin, we showed how a gradual change
in the molecular architecture influences the resulting assembly on Cu(111) at
different surface coverages. In particular, a variation of the alkoxy chains in
size (chain length), number and position allowed to control the dimensional-
ity of the resulting structure, i.e. one-dimensional wires or two-dimensional
porous networks, as well as the pore-to-pore distance in these networks with-
out significantly affecting the pore diameter. We observed an increasingly
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complex interplay of bonding motifs in these networks connected with the
increased steric demand of the substituent. This behavior is discussed in
terms of the compensation of entropic losses due to increased restriction of
the flexibility of the alkoxy chains with increasing size by enthalpic interaction
energies. This phenomenon is of general importance in the self assembly of
thermodynamically controlled systems such as the folding of biomolecules in
a cellular fluid.[54] It should be noted that for biomolecular self-assembly, sol-
vation/hydration processes considerably affect the thermodynamics,[55] which
is not the case for the dry, ’in-vacuo’ assemblies studied here.
Future work will aim at the exploitation of other synthons known from
supramolecular chemistry, directed towards supramolecular surface assem-
blies. In particular, the controlled change of the pore diameter, which might
be possible by a sophisticated variation of both synthons (cyanophenyl and
alkoxyphenyl) used in this study would be the next step to build more com-
plex, addressable supramolecular structures with well-defined properties, far
beyond the currently established toolbox.
4. Experimental section
4.1 Synthesis
Three different zinc porphyrin derivatives (1-3) were synthesized by conden-
sation of 5-(4-cyanophenyl)dipyrromethane with the corresponding alkoxy-
benzaldehydes and subsequent insertion of Zn2+ (see supporting informa-
tion).[56] Each of the resulting porphyrins was substituted with two 4-cyano-
phenyl groups in diagonally opposed meso-positions and two alkoxyphenyl
groups in the remaining two meso-positions (Scheme 112). The steric demand
of the alkoxyphenyl groups (4-isopentoxyphenyl (1), 3,5-diisobutoxyphenyl
(2), and 3,5-diisopentoxyphenyl (3)) was varied as a function of their length
and branching to guide the self-assembly in a controllable way. Since the
alkoxy substituents of 2 and 3 are attached to the meta-position of the con-
necting benzene ring, they are in closer proximity to the porphyrin core and
the 4-cyanophenyl groups as compared to molecule 1. Whereas alkyl chains
adsorbed on HOPG (Highly Ordered Pyrolytic Graphite) are immobile and
introduced mainly to ensure molecular self-assembly,[57] the alkoxy groups on
copper are mobile at the investigated temperatures.
12Scheme 1 is identical to Figure 2.5 in section 2.4.2 of this thesis.
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4.2 Thermal Stability of Molecules 1-3 During Sublimation
Large organic molecules often decompose under the conditions of UHV sub-
limation (See supporting information). To verify the thermal stability of
molecules 1-3, sublimation tests were performed prior to the STM exper-
iments at 10−5 mbar in a tailor-made sublimation apparatus including a
turbomolecular vacuum pump and a liquid tin heating bath. In a typical
experiment, 1 mg of the molecular compound was sublimed at bath tem-
peratures between 380 and 420◦C within 10-30 min. 1H NMR spectroscopic
and mass spectrometric analysis of the sublimed compounds confirmed that
porphyrin derivatives 1-3 sublime without fragmentation.
4.3 STM Experiments
All experiments were performed in a two-chamber UHV system (base pres-
sure of 1×10−10 mbar). As substrate for the molecular films a (111)-oriented
Cu single-crystal was used, which was cleaned by cycles of sputtering with
Ar+ ions and subsequent annealing at 800 K. By this procedure, flat terraces
of about 100 nm in width separated by monoatomic steps are obtained. The
molecular compounds were deposited by thermal evaporation from a com-
mercial Knudsen-cell type evaporator[58] onto the Cu substrate held at room
temperature. In this study, the surface coverage is defined by the fraction of
the surface area occupied by the deposited molecules. This can be directly
determined from STM images due to the lack of a co-existing phase or a
gas phase. All STM measurements were done at a sample temperature be-
tween 77 K and 200 K. Temperatures > 77 K were reached by PID-controlled
counter-heating of the sample.
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3.1.2 Discussion
In the presented article it has been shown that the possibilities to control the
self-assembly process can be greatly enhanced by transfering the concept of
synthons which is well known from supramolecular chemistry into the field
of supramolecular surface assemblies. We have concentrated on the influence
of different alkoxyphenyl side-groups which have been attached to the same
molecular core, on the resulting 2D structure, while in previous work by
other groups, mainly the whole molecular structure was changed which lead
to different assemblies.[53, 54]
First we have shown that, depending on the steric demand of the chosen
alkoxyphenyl substituents, the assembly can be forced either into a one- or a
two-dimensional phase. In the context of miniaturization, self-assembled one-
dimensional wires are of highest importance for the transmission of signals
and currents. Unfortunately, no suitable possibility to connect an existing
macro-circuit to a molecular wire has been found so far. The presented work
offers a new level of control over the self-assembles structures and even pro-
vides a method to create wires and supramolecular devices out of the same
molecular compounds. This method by which different synthons are com-
bined and which makes use of their different steric demands goes far beyond
what has been achieved so far in addressable supramolecular structures.
Furthermore, we have demonstrated that by skillfully choosing the molec-
ular substituents the properties of the two-dimensional assemblies can be al-
tered in a controlled way. Specifically, we have shown that the porphyrin
building block together with the cyanophenyl synthon in opposing positions
is mainly responsible for the formation of nanoporous networks on a Cu(111)
surface. By using different alkoxyphenyl substituents for the remaining two
positions at the porphyrin core, one parameter of these networks, namely the
pore-to-pore distance, was changed in a controlled way. This phenomenon
was attributed to the steric demand of the substituents together with the bal-
ancing of the entropic losses of the different alkoxy chains by van-der-Waals
interactions. The latter is a very important factor in every kind of self-
assembled structure (see section 2.5) and thus a detailed understanding of
the involved mechanisms is crucial for gaining control over the self-assembly
process.
The ability to control the properties of nanoporous networks is of high im-
portance due to the variety of possible technological applications connected
to them. Due to the porous structure, they might be used as specific sen-
sors which are capable to host distinct types of molecules or, in comparison
to the function of some proteins in cell membranes, as channels for specific
molecules. Due to the regular, two-dimensional arrangement, the pores of a
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nanoporous network can be individually addressed. This, together with their
capabillity to host different guest molecules,[46, 55] makes them ideal candi-
dates for memory devices. As the guest molecules can change the properties
of the hosting network[55] they could be used as detection systems capable
of distinguishing between different species.
For adapting the nanoporous networks to the different needs of the afore-
mentioned applications, it is necessary to be able to precisely control their
properties. One example how to achieve this goal, the change of the pore-
to-pore distance, is given in the presented article. The second important
parameter in nanoporous networks is the pore diameter. However, to change
this requires to completely redesign the molecular substituents including the
cyanophenyl synthon. The synthesis of a new porphyrin derivative with ap-
propriate substituents to achieve this goal is currently being done by Jens
Hornung of the ETH Zu¨rich.
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3.2 A Supramolecular Device Formed by P4
The following is a copy of the article published in Angewandte Chemie (with
kind permission of Willey-VCH). Please note that the porphyrin derivative
P4 is called molecule 1 in this publication.
3.2.1 Publication B
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3.2.2 Discussion
In the presented article the supramolecular self-assembly which resulted out
of a small change in the molecular structure of the porphyrin derivatives
used in section 3.1 has been described. The flexible alkoxy chains which were
exploited to control the pore-to-pore distance in the first publication have
been exchanged by bulky tert-butyl groups. The cyanophenyl substituent
which has been shown to be mainly responsible for the formation of the
porous network, has not been changed. Thus, the molecules self-assemble into
a nanoporous network similar to the ones presented in the first publication.
However, as the tert-butyl groups which form the rim of a pore are rigid
and exhibit primarily rotational degrees of freedom, also the rim itself is, in
contrast to the pores in the networks presented in section 3.1.1, rigid and
thus well-defined. This leads to the possibility of nesting porphyrin guest
molecules on top of the pores, presumably due to an interaction between
the tert-butyl groups of the nested molecules and those of the molecules
inside the network. This arrangement is only possible due to a delicate
relation between the pore diameter and the size of the nested guest molecules.
Because of the symmetry of the system, the nested molecules are found in
three distinguishable positions. By thermal activation or interactions with
the tip, they can hop between these positions without disrupting the entity
or hopping to a neighboring pore.
One of the main goals in nanotechnology is mimicking the functions of
existing devices, as transistors, wires, or switches. For technological appli-
cations it is furthermore desirable to be able to produce a large number of
devices in a fast and reproducible way. In the presented publication, an ex-
ample of a fully self-assembled device is presented. It proves that by using
organic molecules as building blocks for complicated assemblies the afore-
mentioned goals can be achieved. However, the presented device has still
some draw-backs. First, the temperature of operation is too low. For the
use as a technological application, this temperature must be increased to
make the device operational at room temperature. This might be possible
by increasing the interaction of the nested porphyrin molecule with the sup-
porting substrate which should also increase the interaction energy required
for a hopping to take place. This can be reached for example by increas-
ing the pore diameter and thereby also the bending of the nested porphyrin
towards the substrate. However, this requires to completely redesign the
molecule with altered side-groups. The synthesis of a new porphyrin deriva-
tive to achieve this goal is currently being done by Jens Hornung at the ETH
Zu¨rich. Second, the direction of rotation for the nested molecule cannot be
predicted. At current, the rotation is induced by heating the system. Also
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the tip induced rotation of an individual nested guest is in principle done
by locally induced heat. However, heating is an undirected process and thus
will not lead to a preferred rotational direction. Also the chirality of the un-
derlying network cannot be exploited to guide the direction of heat induced
rotations, as, unlike in the macroscopic world, on the atomic or molecular
scale, directing a rotation by potential barriers with different slopes is not
possible.[56] Therefore, our current studies are taking into account also mag-
netic and chemical approaches. One possibility might be to design the sup-
porting porous network and the nested molecules out of two different types of
molecules, whereas the nested guest molecule provides magnetic properties.
Some knowledge in the field of hosting guest molecules of different types was
recently gained by our group.[45, 46, 55]
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3.3 Bimolecular Systems
In the following, two studies on bimolecular systems are presented. Depend-
ing on their ability to mutually compensate for the occuring loss of entropy,
as described in section 3.1, the two systems show different behaviors: The
first system exhibits separated phases while the second system self-assembles
into an intermixed network consisting of both molecular compounds. To-
gether, these two systems illustrate nicely the importance of considering the
entropy in molecular self-assembly.
3.3.1 Separated Phases of P3 and P4
In the first study, we evaporated the two very similar porphyrin derivatives
P3 and P4 (see section 2.4.2) onto a Cu(111) surface. They differ only in the
type of the alkyl substituents. While P3 has four flexible isopentoxy chains,
with many degrees of conformational freedom, the tert-butyl groups of P4
are rigid and their conformational degree of freedom is mainly attributed to
a rotation of the tertiary butyl groups around the phenyl-carbon bond.
The behavior of P3 and P4 on the Cu(111) surface has been described
in detail in sections 3.1 and 3.2. In a successive experiment, we evaporated
both derivatives subsequently onto a freshly cleaned Cu(111) surface. This
results in a separation of the two compounds into two phases (Figure 3.5).
P3 forms the molecular chains described in section 3.1.1 for corresponding
coverages and P4 forms the network presented in section 3.2.1. A mixed
network consisting of P3 and P4 molecules has not been found. However,
the molecular chains formed by P3 often start at the borders of the network
formed by P4. This behavior can be easily explained by anti-parallel dipole-
dipole interactions of the cyano groups which both derivatives exhibit, similar
to the mechanism described in section 3.1.1 for the formation of the molecular
chains of P3. The P4 molecules at the border of the network act as additional
nucleation sites for the molecular chains of P3, similar to the molecules
covering the step edges, as described in the same section. Upon increasing
the coverage of P3, the molecules form the network known from section 3.1.1.
Also then, an intermixing of the molecules was not observed.
The absence of an intermixed network of the two molecular species can
be understood by taking into acount the characteristics of the different side-
groups of the two molecules. When the flexible diisopentoxy chains of P3
are confined inside a network, they are restricted in their mobility, as shown
in section 3.1.1. The according loss of entropy must be compensated by in-
creased intermolecular interactions. This can be done more efficient by an
interaction with another diisopentoxy chain than with the bulky tert-butyl
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Figure 3.5: The subsequent evaporation of the porphyrin derivatives P3 and
P4 resulted in the formation of two phases, each one being formed by only one
of the molecular species (Image taken with Ugap = −2.0 V, Itunnel = 15 pA,
scan range: 50×50 nm2). The phases resemble those formed after evaporating
only one species onto a clean Cu(111) surface at the corresponding coverages
(Figure 3.2 in the first publication, section 3.1 and Figure 2 in the second
publication, section 3.2).
groups. Thus, no intermixed network of the two molecular species occurs.
The anti-parallel dipole-dipole interaction, however, is possible, because the
4-cyanophenyl group is not flexible like the alkoxy chains of P3 and does not
need significant entropic compensation to reduce translational movements.
Interestingly, almost no P4 molecules are found inside the molecular chains.
This can be explained by the fact that the trimeric arrangement is energet-
ically more profitable for the unhindered cyano group, as stated in section
3.1.1.
The system shows nicely the need for compensation of the entropic term.
Although both derivatives are very closely related, exhibit basically the same
atomical structure, and can self-assemble into very similar networks, they do
not form a mixed network consisting of both derivatives, because the tert-
butyl groups of P4 cannot compensate for the entropic losses of the alkoxy
chains of P3 as effectively as another alkoxy chain.
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Figure 3.6: STM images showing the result of subsequent evaporation of 0.15
ML of P3 and 0.05 ML of ZnOEP on a Cu(111) surface. a) At a temperature
of 77 K the P3 molecules are ordered in the chain phase known from section
3.1, whereas the ZnOEP molecules are randomly distributed on the surface
(Ugap = −1.7 V, Itunnel = 20 pA, scan range: 70 × 70 nm2). They do not
show lateral diffusion. b) At a temperature of 85 K the ZnOEP molecules
exhibit slow lateral diffusion (Ugap = −1.5 V, Itunnel = 20 pA, scan range:
50 × 50 nm2). Some ZnOEP molecules however are firmly attached to the
P3 chains (yellow circle) and do not exhibit any mobility.
3.3.2 A Mixed Network Formed by P3 and ZnOEP
After discussing the reason why the two derivatives P3 and P4 did not
self-assemble into a mixed phase (section 3.3.1), we altered the experiment
in a way that, according to the knowledge gained in the previous sections,
should allow for an intermixing of the used molecular species. We exchanged
the derivative P4, which only consists of rigid moieties, with the derivative
ZnOEP (2.4.3), which has eight short but flexible alkyl chains. Because
of their higher number of conformational degrees of freedom compared to
the tert-butyl groups, they should be potentially able to interact with the
isopentoxy chains of P3 via van-der-Waals forces and thereby compensate
for the loss of entropy of these moieties.
We subsequently evaporated 0.15 ML of P3 and 0.05 ML of ZnOEP
on a Cu(111) surface and cooled the system down to a temperature of 77
K. By this, P3 self-assembled into the chain phase described in sections 3.1
and 3.3.1, while the ZnOEP molecules were spread statistically on the re-
maining parts of the surface (Figure 3.6a). This surprising result indicates
that the intermolecular interactions between the ZnOEP molecules must be
50
3.3. Bimolecular Systems
ba
Figure 3.7: a) After subsequent evaporation of 0.15 ML of P3 and 0.70 ML
of ZnOEP, the molecules self-assemble into a mixed network consisting of
both derivatives (scan range: 50 × 50 nm2). The two molecular species can
be easily distinguished by their appearance and apparent height (i.e. the
brightness) in the STM image. b) STM image (15 × 15 nm2) providing a
detailed view of the network. Molecular models have been overlaid to show
the locations of the molecules. The yellow rectangle marks one cavity in
which the core and the cyanophenyl substituents of P3 are nested and the
red rectangles mark the areas which are interconneting two cavities and in
which the alkoxyphenyl substituents are situated. Both STM images were
taken with Ugap = −1.1 V, Itunnel = 10 pA at a temperature of 77 K.
very low or even repulsive[55] at this coverage. We then heated the sample
to a temperature of 85 K, at which the ZnOEP molecules exhibit a very
slow diffusion on the Cu(111) surface (Figure 3.6b). This is evident from
STM images in which the molecules appear to leave a short trail and cannot
be clearly resolved anymore. However, some ZnOEP molecules are found
attached to the P3 chains where they do not exhibit any mobility at all (yel-
low circle in Figure 3.6b). As no multimeres of ZnOEP molecules are found
on the bare copper surface, this result indicates that an interaction between
ZnOEP and P3 is stronger than one between only ZnOEP molecules.
After increasing the coverage of ZnOEP to 0.7 ML, the chains formed
by P3 diappeared. Instead, the two derivatives self-assembled into a mixed
network consisting of both derivatives (Figure 3.7a). Inside the network,
the discrimination of the two molecular compounds is easily possible. The
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appearance of the ZnOEP molecules resembles the one of CuOEP molecules
described in Ref.[21] at the applied voltages. The CuOEP molecule has the
same structure as ZnOEP and differs only in the central ion which does not
have an influence on the resulting self-assembly as shown by Hipps et al. for
phthalocyanines[57] and is also evident by comparing the assemblies reported
in Ref.[21] with the network presented here. The ZnOEP molecules have
a rectangular shape with bright sides which can be attributed to the ethyl
chains and a dark interior which resembles the porphyrin ring. The signal
derived from the P3 molecules is much weaker in comparison and thus the
molecules appear darker in the STM images. The appearance of an individual
P3 molecule equals that described in section 3.1 (compare Figure 3.1a). As
a common feature, streaks are caused by mobile alkoxy chains and thus hint
to their location in the network.
The intermixed network consists of alternating rows of the two derivatives.
As a response to the threefold symmetry of the surface, these rows can be
found along three different directions (two of them are shown in Figure 3.7a).
Due to the excess of ZnOEP molecules on the surface, the lines formed by
this derivative differ in their width (in the following, we will refer to the
thinnest rows formed by one derivative as monomolecular rows and call the
wider ones multimolecular rows). However, the borders of these lines always
exhibit the same structure by which small rectangular cavities are formed
(yellow rectangle in Figure 3.7b) in which one P3 molecule is trapped. These
cavities are interconnected by a small area (red rectangles in Figure 3.7b)
in which the alkoxy chains of the nested P3 molecules are situated. This
structure gives rise to the rows consisting of P3 molecules and thus they
exhibit always the same width.
Two of the cavities formed by ZnOEP together with the trapped P3
molecules are shown by the molecular models in 3.7b. Each cavity consists of
six ZnOEP molecules which are partially being shared by adjacent cavities.
The sides of the rectangular cavities have a mean length of (17.8±0.8) A˚ and
(13.2± 1.0) A˚, which leads to a cavity size of (234.9± 15.8) A˚2. Estimating
the area which is covered by P3 is challenging. However, for the CuOEP
molecule L. Ramoino was able to determine the occupied surface area on
Cu(111) from LEED measurements to be 170 A˚2.[21] As the alkoxychains of
P3 are situated outside the cavities, we can approximate the area occupied by
the P3 molecule inside the cavities by the area which is covered by a CuOEP
molecule on the Cu(111) surface. By doing so, we can conclude that the P3
molecules fill the two-dimensional cavities to approximately 170
235
× 100% '
72%. From chemistry it is known that in solution binding molecules in a
three-dimensional cavity of a molecular receptor is preferably done when the
cavity is filled to 55%.[58] Larger values of up to 70% are expected for strong
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intermolecular forces which further stabilize the formed complex. This is
another interesting example, where the knowledge gained in three dimensions
seems to be applicable to the two dimensional surfaces.
As the interaction of a ZnOEP molecule with a P3 molecule is preferred
over an interaction between two ZnOEP molecules, as shown above, the
sole arrangement in monomolecular rows should be preferred over the for-
mation of multimolecular rows which occurs due to the excess of ZnOEP
molecules. In the following we will hence only discuss the interactions be-
tween the ZnOEP molecules with a P3 molecules inside the cavities. The
included molecular models in Figure 3.7b help in understanding these in-
teractions. First, the cyano groups of the P3 molecule can most probably
interact via weak hydrogen bonds with the ethyl chains of adjacent ZnOEP
molecules. Second, the alkoxy chains of the P3 molecule are situated inside
the small area which connects two adjacent cavities. Here, they are still
mobile, as streaks in the STM images prove, but can also not only interact
via van der Waals interactions with the alkoxy chains of the P3 molecules
in the adjacent cavities but also with the ethyl chains of adjacent ZnOEP
molecules. Thus, for the ZnOEP molecules the preferred interaction with
the alkoxy chains of P3 is maximized. Interestingly, the alkoxy chains of P3
are not completely immobilized which indicates that the van-der-Waals inter-
actions are not strong enough for the alkoxy chains to completely condensate,
but that they are nevertheless sufficient to direct the molecular self-assembly
into the characteristic row pattern.
The existence of the mixed network demonstrates the importance of the
entropy compensation mechanism for self-assembled networks. In the ex-
periment presented in section 3.3.1 two very similar molecules which both
contain the polar 4-cyanophenyl moiety formed separated phases. For the
co-adsorption of P3 and ZnOEP which both contain apolar alkyl chains,
the structural arrangement into a mixed network is energetically more prof-
itable, although the antiparallel dipole-dipole interactions exploited in the
first experiment are stronger than van-der-Waals interactions.[59] Notably,
these dipole-dipole interactions which in section 3.1 lead to the chains of P3
at the same coverage are not found inside the mixed network. This shows
nicely that the mechanism of enthalpy/entropy compensation can become so
important that it can direct self-assembly more efficiently than the use of
strongly interacting functional groups.
It is very interesting to compare the behavior of the intermixed system
to that of lipid molecules in aqueous solution13. Lipid molecules consist of
13Such systems are described in many textbooks about biology and biophysics, as for
example in Ref.[41]
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a polar head-group to which long apolar alkyl chains are attached. In aque-
ous solution and at low concentrations, these molecules are found separated
inside the solution. Above a critical concentration, however, the lipids form
micelles, in which the apolar alkyl chains are separated from the solution in-
side the micelles by walls consisting of the polar head-groups. This decreases
the entropy of the lipids, which is compensated by an increase of the entropy
of the aqueous solution by a reordering of the water molecules. In the case
of the P3-ZnOEP system, the P3 molecules can be regarded as the solvent
while the ZnOEP molecules resemble the dissolved molecules. Below a criti-
cal dissolvent concentration, the ZnOEP molecules do not interact with each
other. However, as in the case of the lipids in the aqueous solution an inter-
action between the solvent and the dissolved molecules is observed. Above
the critical dissolvent concentration the ZnOEP molecules form multimeres,
as do the lipids. However, the loss of entropy in this system is compensated
not by a decreased ordering of the solvent, but by increased van-der-Waals
interactions. This difference in the two systems can be explained by the fact
that the solvent in the lipid-water system, the water, does not have flexible
substituents. Nevertheless, this comparison shows nicely the strong interlink
between biophysics and surface physics.
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The porphyrin molecule has proven to be a very versatile building block for
self-assembly. Its rectangular core structure allows for the substitution of
up to eight different side-groups. Depending on the choice of these groups,
the resulting self-assembled structures can be either one-dimensional straight
chains,[38] multimers,[60] or two-dimensional networks. The latter can be al-
tered between either close-packed rectangular assemblies[23] or porous hexag-
onal ones.[61]
In this thesis, the focus lay on porphyrin derivatives with different alkylic
substituents. In the first part of the results (section 3.1) we took advantage of
the concept of synthons which is well known from supramolecular chemistry:
We combined the well-known tetraphenyl porphyrin core with both the well-
studied cyano synthon and different alkoxy synthons with different steric
demands and flexibilities. Thus, we combined a polar and a less polar synthon
into one entity to make use of a mechanism similar to the hydrophobic effect
that has been described before by Desiraju et al.[62] This effect leads to a
separation of the polar and apolar groups. In the 3D crystal structure, the
cyano group has been observed to form assemblies of different geometries,
namely linear dimers and cyclic trimers. We have shown that on the surface,
depending on the steric demand of the chosen alkoxyphenyl substituents, the
assembly can be forced correspondingly either into a one- or two-dimensional
phase. The observed one-dimensional wires, in contrast to the straight ones
presented by Yokoyama et al.,[38] are flexible and can have branchings. The
two-dimensional nanoporous networks are a result of a separation of the polar
groups which are situated inside the network and the apolar groups which
form the pores. One parameter of these networks, namely the pore-to-pore
distance, was changed in a controlled way. This was attributed to (i) the
different steric demand of the alkoxy chains and (ii) the balancing of the
entropic losses of these substituents by van-der-Waals interactions.
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In the second part of the results (section 3.2) it was shown that a nano-
porous network as presented in the first part can be used as the basis for a
fully self-assembled supramolecular device. The molecular building block of
the device is very similar to the one used in the first part. However, the flexi-
ble alkoxy chains are exchanged by bulky tert-butyl groups. As these groups
which form the rim of a pore, are rigid and their conformational degree of
freedom is mainly attributed to a rotation of the tertiary butyl groups around
the phenyl-carbon bond, also the rim itself is, in contrast to the pores in the
networks presented in the first part, rigid and thus well-defined. This leads
to the possibility of nesting porphyrin guest molecules on top of the pores,
presumably due to an interaction between the tert-butyl groups of the nested
molecules and those of the molecules inside the network. This arrangement
is therefore the result of a delicate relation between the pore diameter and
the size of the nested guest molecules. Because of the symmetry of the sys-
tem, the nested molecules are found in three distinguishable positions. By
thermal activation or interactions with the tip, they can hop between these
positions without disrupting the entity or hopping to a neighboring pore.
The activation energy of such a hopping event was estimated to be 0.24 eV.
The investigated supramolecular multi-position device proves that by
molecular self-assembly complicated structures mimicking macroscopic func-
tional devices can be formed. However, the presented device has still some
draw-backs, as for example the low temperature of operation. These prob-
lems and some possible solutions leading to future experiments have been
presented and discussed.
In the last part of the results (section 3.3) the influence of the entropy on
bimolecular systems has been investigated. Here it was shown, that different
side-groups with different flexibilities can be utilized to steer the intermixing
behavior of the molecular compounds. Two different systems were presented,
which demonstrated how the mechanism of entropy compensation can be
exploited to obtain either separated phases of the different molecular species,
or a mixed network consisting of both molecular compounds.
The experiments and results presented in this thesis have greatly im-
proved the knowledge of self-assembly processes on metal surfaces. They are
the result of an intensive cooperation with chemists of the group of Franc¸ois
Diederich at the ETH Zu¨rich. This cooperation which has proven to be very
fruitful and stimulating, made it possible to manage the sometimes difficult
transfer from principles developed by chemists in the 3D bulk or in solution
into the field of surface science. Based on this, the thesis at hand will be
the basis for a number of future ideas and experiments which are currently
being developed. Specifically, we want to investigate the interaction of the
three different nanoporous networks presented in section 3.1 with different
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molecules. As the pores of these networks consist of alkoxy chains of differ-
ent size we are expecting them to exhibit different interactions with guest
molecules. Furthermore, we are planning to use the one-dimensional chains
observed in the same section as a “real” Nanolab. As the chains divide the
metal surface into areas with different sizes, we want to trap single molecules
inside these compartments to study their phase behavior depending on the
temperature and the compartment size.
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Supporting Information for
Publication A
In the following, a shortened version of the supporting information as send
to Small is presented.
(...)
3. Controlled switching between imaging modes
As stated in the main text, two characteristically different imaging modes
were observed, in which either the pi-system gives a strong signal (mode 1),
or all parts of the molecule are equally visible (mode 2). The mode of imaging
does not change with the applied voltage. However, by giving small voltage
pulses of around 3.5 V, one can sometimes switch between the modes in a
controlled way, as shown in Figure S-3. Here, also a third mode can be seen
(which was not observed very often), in which the alkoxy chains are accentu-
ated (denoted as mode 3) and a mixture between modes 2 and 3. Therefore,
we think that the different imaging modes can be attributed to different tip
conditions. Probably the tip apex is changed due to a picking up or a release
of organic parts.
4. Alignment of the molecules within the chains with
respect to the copper substrate
Figure S-4a shows an STM image of the chains of 3 on a Cu(111) surface.
Both atomic resolution of the substrate and molecular resolution of the chains
were obtained simultaneously. Interestingly, not all parts of the bare metal
substrate are atomically resolved. This effect can be related to an individ-
ual molecule, which is trapped underneath the tip apex and dragged along
with the scanning tip over the substrate before it is stripped off at the next
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molecular chain.[3]
From such an image, we were able to determine the alignment of the
molecules with respect to the substrate. We marked for each molecule the
position of its characteristic dark line, which is caused by the two downwards
tilted pyrrole rings of the porhpyrin core (see main text; green lines in Figure
S-4a). In total, three different directions were found, whereas always two of
them include an angle of approximately 120◦.
The derivative of the STM image clearly shows the three main directions
of the Cu(111) substrate (Figure S-4b). Next, the topographic STM image
was superimposed with the derivative of that image (Figure S-4c). By this,
the three molecular directions can be compared with the substrate directions
(green and black cross in Figure S-4c). One has to keep in mind that in
STM images drift effects are reflected in the slow scanning direction (here the
vertical direction) much more than in the fast one (horizontal direction). The
directions of the substrate can be determined with a higher precision than the
directions of the dark lines, because of the small dimensions of an individual
molecule. Nevertheless, the result shows that, within an uncertainty of 7
degrees, the characteristic dark lines follow the substrate directions.
The angle between the dark line, reflecting a diagonal through the por-
phyrin core, and the direction along the cyanophenyl group amounts to 135
degrees (anticlockwise). As the angle between the substrate directions is 120
degrees, straight sections within the molecular chains are tilted by an angle
of (15± 7) degrees against the atomic directions.
5. Density dependent images of the molecular chains
hinting on the formation of the networks
Figure S-5 shows STM images of the molecular chains whereas the coverage
increases from from image (a) to (d). At low coverage, the chains have nearly
no branches. With increasing coverage, also the number of branches increase.
At very high coverages (about 0.8 ML, Figure S-5d), the formation of single
pores can be observed. Hence, the transition from the chainlike arrangement
to the networks 2 and 3 is caused by the decreased degree of freedom for each
molecule within the first layer. Furthermore, the growth of the networks start
with a single pore.
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Figure A.1: (Figure S-3) STM image (25×25 nm2; Ugap = −1.4 V, Itunnel = 20
pA) of molecule 2 on Cu(111) at a coverage above 0.8 ML. The image shows
that switching between the characteristical imaging modes can be obtained
by applying voltage pulses (1: pi-imaging mode, 2: all parts of the molecules
give equal contrast, 3: the mobile alkoxy chains give the dominant signal).
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Figure A.2: (Figure S-4) a) STM image (25 × 25 nm2; Ugap = +0.9 V,
Itunnel = 10 pA) of molecule 2 on Cu(111) at a coverage of about 0.2 ML.
Both atomic resolution of the substrate and molecular resolution of the chains
is obtained. The green lines emphasize the direction of the characteristic
dark line in each molecule. b) In the derivative of the STM image the atomic
resolution is more accentuated and thus, the three main directions (indicated
by the black lines) can be easily identified. c) By overlaying the STM image
with its derivative we can directly compare the directions of the characteristic
dark line (green cross) with the atomic directions (black cross).
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Figure A.3: (Figure S-5) STM images of the molecular chains of 2 with
increasing coverages. a) Approx. 0.1 ML. No branching is observed (100×100
nm2; Ugap = −1.5 V, Itunnel = 20 pA). b) Approx. 0.3 ML (50 × 50 nm2;
Ugap = −1.4 V, Itunnel = 10 pA) c) Approx. 0.7 ML. With increasing coverage
also the number of branches increases (100 × 100 nm2; Ugap = −1.5 V,
Itunnel = 20 pA). d) Approx. 0.8 ML. Single pores are formed which are
marked by white circles (100× 100 nm2; Ugap = −1.5 V, Itunnel = 20 pA).
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